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Surface pressure -mean molecular area isotherm of porphyrin 4
To construct the isothermal curve, 100 µl of a 0.2 mg/ml solution of porphyrin 4 in CHCl 3 have been spread on the Milli-Q water subphase. Following solvent evaporation, the gradual compression of the film has been performed at the rate of 5 mm/min and at constant temperature of 25°C. Isothermal curve is reported in Fig. S6 . 
ITO contribution in photocurrent generation
To evaluate ITO contribution in photocurrent generation measurements, a blank experiment has been carried out, using non-functionalized ITO as working electrode, a platinum counter electrode Since the absorption spectrum of SAM 4 was very different from the absorption spectrum of the mono-substituted tetraferrocenylporphyrin (4) in solution, to estimate the density of porphyrin molecules bound on the electrode surface, cyclic voltammetry measurements have been carried out, in CH 2 Cl 2 , using tetrabutylammonium perchlorate (TBAP) 100 mM as supporting electrolyte (Fig. S12) . In this experiment it was not possible to detect separately each single process, probably due to aggregation on the electrode surface, thus a reversible four electron process, characterized by a broad signal, has been observed (E ½ =0.5 V). The broadness of the peak constitutes a confirmation of the presence of aggregates on the elctrode surface. However, the monolayer showed great stability, keeping its electrochemical signal constant over many consecutive scans.
From the integration of the electrochemical signal it was possible to estimate the surface coverage 1 (Γ=4.9 •10 14 molecules•cm -2 ) which was significantly higher than that of SAMs 1-3, confirming the high density of SAM 4. The action spectrum (Fig. S14 ) was in good agreement with the absorption spectrum of the modified electrode, indicating that the substituted porphyrin acted as the photoactive centre for photocurrent generation. Moreover, the photocurrent increased at lower applied potential at the electrode, where the process is energetically favored. However, the shapes of absorption and action spectra were not well resolved and they did not match with the absorption spectrum of the porphyrin in solution. 
